1 H NMR spectra were recorded on a Bruker 400 or 500 MHz instruments. 13 mm) to purify diselenides 1-3. Oxidative folding was followed on Waters Acquity UPLC system using Waters Acquity UPLC ® HSS T3 (1.8 µm, 2.1x100 mm column), and the absorbance of the different species was recorded at 214 nm.
Experimental Section

1,2-bis(2-((S)-2,2-dimethyl-1,3-dioxolan-4-yl)ethyl)diselane (5):
Triethylamine (0.83 mL, 5.99 mmol) was added to alcohol 4 1 (0.46 g, 3.15 mmol) in CH 2 Cl 2 (5 mL) at 0 o C under N 2 atmosphere. Then Ms-Cl (0.29 mL, 3.78 mmol) was added dropwise and stirred at 0 o C for 2 h. Then water was added to the reaction mixture, extracted twice with CH 2 Cl 2 , dried over Na 2 SO 4 and evaporated. The crude mesylate 4a obtained was directly used in the next step.
N 2 H 4 ·H 2 O (0.17 mL, 3.47 mmol) was added dropwise under argon to elemental Se (0.28 g, 3.47 mmol), DMF (8 mL) and NaOH (0.19 g, 4.73 mmol) at room temperature, and the mixture was stirred at 60 o C for 2.5 h. 2 The reaction mixture was cooled to room temperature, mesylate 4a in DMF (6 mL) was added dropwise and stirred for 4 h at room temperature.
Water was added to the reaction mixture and extracted twice with ether. Combined organic layers were washed with water, brine, dried (Na 2 SO 4 ), evaporated and the resulting crude was purified by flash column chromatography (60-120 mesh Silica gel, 6% EtOAc in petroleum ether) to afford 5 (0.50 g, 76% yield) as a yellow oil (which solidified under freeze cooling); 1 (2S,2'S)-4,4'-diselanediylbis(butane-1,2-diol) (1): TFA (3.5 mL) was added to compound 5 (0.35 g, 0.84 mmol) in MeOH (3.5 mL) at room temperature and stirred for 1.5 h. Then volatiles were removed under reduced pressure at 40 o C. Another MeOH (2.5 mL) and TFA (2.5 mL) were added sequentially at room temperature and stirred for 1 h, then removed under reduced pressure. Further addition of ether and evaporation removes volatiles to give crude 1 (quantitative yield-0.28 g) as a yellow-grey solid. Then the crude material was purified by preparative RP-HPLC (C18-Column) to give pure 1 (0.17 g, 61%) as a pale yellow solid; 1 DMF (45 mL) was added to the Se (2.0 g, 25.0 mmol) and NaOH (1.45 g, 36.36 mmol) at room temperature, followed by dropwise addition of N 2 H 4 ·H 2 O (1.21 mL, 25.0 mmol), at the end the mixture was stirred at 60 o C for 2-3 h under argon. 2 The reaction mixture was cooled to room temperature, and mesylate 6a in DMF (20 mL) was added dropwise and stirred for 3 h. Water was added to the reaction mixture and the mixture was extracted twice with ether.
Combined organic layers were washed with water, brine, dried (Na 2 SO 4 ), and evaporated and the resulting crude was purified by flash chromatography (60-120 mesh Silica gel, 6% EtOAc in pet. ether) to afford 7 (1.75 g, 40% yield) as a yellow oil; 1 18.88 mmol) in dry THF (~40 mL) at 0 o C and stirred at same temperature for 1 h. Then filtered using THF (3 x 4 mL) to remove the precipitated urea by-product. 6 NaBH 4 (1.30 g, 34.33 mmol) in water (8 mL) was added to activated -ONSu ester in THF at 0 o C. After 10 min, 0.5 N HCl (40 mL) was added to quench the unreacted NaBH 4 .
Reaction mixture was extracted with EtOAc (3 x 80 mL), combined organic layers were washed with 5% Na 2 CO 3 (8 x 20 mL), brine (3 x 80 mL), dried (Na 2 SO 4 ) and evaporated to give crude alcohol 10 (2.60 g, 69% yield) as a white gummy solid, which was directly used in next step without further purification.
di-tert-butyl 4,4'-(diselanediylbis(methylene))(4S,4'S)-bis(thiazolidine-3-carboxylate)
(11): Triethylamine (3.30 mL, 23.74 mmol) was added to the crude alcohol 10 (2.60 g, 11.87 mmol) in CH 2 Cl 2 (26 mL) at 0 o C under N 2 atmosphere. Then Ms-Cl (0.29 mL, 3.78 mmol) was added dropwise and stirred to room temperature for 2 h. Water was added at 0 o C to the reaction mixture, extracted twice with CH 2 Cl 2 , dried (Na 2 SO 4 ), evaporated and the crude mesylate 10a obtained was directly used in next step.
Elemental selenium (1.47 g, 18.42 mmol) and NaBH 4 (0.50 g, 12.48 mmol) were placed under argon, and absolute EtOH (1.5 mL) was added dropwise while stirring at -15 °C. 7 After the initial vigorous reaction had subsided, additional absolute EtOH (35 mL) was added.
After 10 min the cooling bath was removed, and the reaction mixture was heated under reflux for 90 min. It was cooled to room temperature again, and excess hydrogen selenide (H 2 Se) was expelled by passing argon through the brownish-red mixture. The expelled gas was passed through a 5% aqueous solution of lead(II) acetate (w/v) to trap any hydrogen selenide (Caution: hydrogen selenide is highly toxic!). Then mesylate 10a was dissolved in absolute EtOH (35 mL) and added dropwise at room temperature and stirred for overnight. Then the reaction mixture was quenched by addition of acetic acid (1. 
